. Optimization catalyst loading for aldehyde hydroboration
S5
The pinacolborane (HBpin) equivalents were identified from the following experiments depicted in Table   S3 . As a result, a 1.5 equivalent of HBpin was smoothly afforded hydroboration in good yield.
Table S3. Optimization of HBpin mole ratios for aldehyde hydroboration
In a comparison study, catalyzed hydroboration of styrene was conducted using Na2CO3 and K2CO3. The superior conversion was observed with K2CO3 (Table S4) . Table S4 . Catalyzed hydroboration of styrene with different metal carbonates S6 2. Copies of NMR Spectra Figure S1 : 1 H NMR of 4,4,5,5-tetramethyl-2-(benzyloxy)-1,3,2-dioxaborolane (2a) Figure S2 : 13 C NMR of 4,4,5,5-tetramethyl-2-(benzyloxy)-1,3,2-dioxaborolane (2a) S7 Figure S3 : 1 H NMR of 4,4,5,5-tetramethyl-2-((4-methylbenzyl)oxy)-1,3,2-dioxaborolane (2b) Figure S4 : 13 C NMR of 4,4,5,5-tetramethyl-2-((4-methylbenzyl)oxy)-1,3,2-dioxaborolane (2b) S8 Figure S5 : 1 H NMR of 2-((4-methoxybenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2c) Figure S6 : 13 C NMR of 2-((4-methoxybenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2c) S9 Figure S7 : 1 H NMR of 2-((4-fluorobenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2d) Figure S8 : 13 C NMR of 2-((4-fluorobenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2d) S10 Figure S9 : 1 H NMR of 2-((4-chlorobenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2e) Figure S10: 13 C NMR of 2-((4-chlorobenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2e) S11 Figure S11: 1 H NMR of 2-((2-bromobenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2f) Figure S12: 13 C NMR of 2-((2-bromobenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2f) S12 Figure S13: 1 H NMR of 2-((3-bromobenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2g) Figure S14 : 13 C NMR of 2-((3-bromobenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2g) S13 Figure S15: 1 H NMR of 2-((4-bromobenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2h) Figure S16: 13 C NMR of 2-((4-bromobenzyl)oxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2h) S14 Figure S17: 1 H NMR of 4,4,5,5-tetramethyl-2-((4-nitrobenzyl)oxy)-1,3,2-dioxaborolane (2i) Figure S18 : 13 C NMR of 4,4,5,5-tetramethyl-2-((4-nitrobenzyl)oxy)-1,3,2-dioxaborolane (2i) S15 Figure S19: 1 H NMR of furan-2-ylmethoxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2j) Figure S20 : 13 C NMR of furan-2-ylmethoxy)-4,4,5,5-tetramethyl-1,3,2-dioxaborolane (2j) S16 Figure S21 : 1 H NMR of 4,4,5,5-tetramethyl-2-(naphthalen-2-ylmethoxy)-1,3,2-dioxaborolane (2k) Figure S22 : 13 C NMR of 4,4,5,5-tetramethyl-2-(naphthalen-2-ylmethoxy)-1,3,2-dioxaborolane (2k) S17 
Computational Section
Geometry optimizations and energy calculations for all the compounds were conducted in the gas phase at the M06-2X/6-31G(d,p) level of theory. Frequency calculations at the same level of theory were performed to confirm the optimized geometries with no imaginary frequency and transition states with one imaginary frequency. Intrinsic reaction coordinate (IRC) calculations were employed to verify whether the obtained transition states lie in the minimum energy path between the reactants and products. All calculations were carried out using the Gaussian 16 program. S1 
K2CO3

